The present paper is concerned with the structure elucidation of sibiromycin, an antitumor antibiotic produced by Streptosporangium sibiricum1). The isolation and properties of sibiromycin and some characteristics of its degradation products were reported previously2,3).
We have found that under mild acidic conditions sibiromycin loses a molecule of water to form biologically inactive yellow crystalline anhydrosibiromycin, C24H29N3O6, imax 277,407 and 435 nm. Further investigation showed that both sibiromycin and anhydrosibiromycin are glycosides of a novel branched-chain aminosugar named sibirosamine. Methanolysis of sibiromycin and or anhydrosibiromycin yielded a mixture of the anomeric methyl sibirosaminides, Under conditions of drastic acidic hydrolysis anhydrosibiromycin lost the aminosugar moiety and gave anhydrosibiromycinone (3) as a bright yellow optically inactive crystalline substance, C16H14N2O3, imax 290, 375, 410 and 435 nm. In Table  1 The most significant evidence which permitted elucidation of the structure of anydrosibiromycinone was obtained from studying the products of alkaline hydrolysis of the dimethyl ether The structure of the acid 9 was determined as 3,5-dimethoxy-4-methylanthranilic acid.
Deamination of 9 with hypophosphorous acid gave 3,5-dimethoxy-p-toluic acid (m.p. 216-217'C), which was subsequently methylated with diazomethane to the methyl ester (m.p.
105°C). Both derivatives were identified by comparison of their IR, PMR and mass-spectra with an authentic samples obtained by synthesis from p-toluic acid5).
The structure of the formylpyrrole 10 was established from the analysis of its physicochemical properties and PMR spectral data. Compound 10 consumes two moles of hydrogen on hydrogenation over palladium on charcoal and with 2,4-dinitrophenylhydrazine 10 affords benzodiazepin-5-one (3) for anhydrosibiromycinone ( Fig. 2A) . (1). The 3-glycosidic attachment of the sibirosamine was evident from the laevorotation of both anhydrosibiromycin and methyl sibirosaminide (3-anomer), whereas anhydrosibiromycinone, an aglycone of anhydrosibiromycin, was optically inactive.
The basic steps of our investigation are summarized in Scheme 2 and presented in the accompanying Experimental Section.
Experimental Section
Sibiromycin (1) The methods of isolation of sibirornycin and its properties were described previously2,3). 0-Methyl-sibiromycin To a solution of 1, 3 g in 150 ml methanol, was added dropwise a solution of diazomethane (0.6 g) in 45 ml ether. The mixture was left overnight at room temperature.
Removal of solvent in racuo yielded an oil which was purified by column chromatography on silica gel (eluant : ethylacetate -acetone, 7: 3) to give 2. A solution of 300 mg of 0-methyl-1 was hydrogenated in 20 ml of ethanol over 200 mg of 10% palladium-charcoal.
The H2-uptake corresponded to 4 rnol equivalents per mol O-methyl-1.
The catalyst was filtered off and solvent removed in vacuo to give an oily residue. The product was dissolved in ethyl acetate and chromatographed on silica gel (eluant: ethylacetate -acetone, 2:1). The pure O-methyl-perhydrosibiromycin was obtained as an amorphous colorless powder; 2;`,`°1 235 and 350 nm (e 13,900 and 2,390). To a solution of 10 g of 1 in 100 ml of 1-butanol 10 ml of cone. hydrochloric acid was added and the mixture was left overnight at 0-2°C.
The precipitate which formed was filtered off, washed with n-hexane and dried over potassium hydroxide in vacuo. The substance was dissolved in 50 ml of methanol and a 1 N solution of ammonium hydroxide in methanol was added dropwise to pH 7.0-7.5.
The yellow precipitate of anhydrosibiromycin was filtered off, washed with ether and dried.
Recrystallization IR spectrum and TLC of the product are identical with that of 0-methyl-perhydrosibiromycin from sibiromycin.
Anhydrosibiromycinone (3) A suspension of 4 g of 2 in 100 ml of 6 N hydrochloric acid was stirred and heated for 1 NOV. 1974 hour on a steam bath. The solid of 2 dissolved, then a yellow crystalline product formed.
The solid was filtered, washed with mixed water -pyridine 
To a suspension of 100 mg of 6 in 10 ml of methanol the excess of 4 00 solution of diazomethane in ether was added and the mixture was left for 20 hours at room temperature. The solvent was removed in vacuo, the residual oil was acetylated in 5 ml of mixture acetic anhydride -pyridine 
